Introduction
The highly reducing nature of U III and its many accessible frontier bonding orbitals enable a wide range of impressive small molecule activation chemistry with substrates including N 2 , NO, CO, CO 2 , arenes and alkynes. 1 The encapsulation of one or more of these large ions in a defined macrocyclic microenvironment would be expected to result in significantly better control over the activation and subsequent substrate reactivities compared with simple, flexible supporting ligand sets. An illustrative U III example is that the tetradentate triamido tren-based ligand enabled the isolation of the first uranium dinitrogen complex, 2 while a complex of a more rigid polypyrrolic framework enabled the only f-block example of the complete cleavage of the triple bond in N 2 . 3 Pyrrolic macrocyclic ligands are well known in uranium chemistry and the coordination chemistry of uranyl and neptunyl cations 4 relevant to separations chemistry 5 and actinide sensing applications 6 has been extensively studied. The majority of our work in this area using the octadentate, tetraanionic Pacman calixpyrroles (H 4 L R/A Fig. 1 ) has explored the reduction and functionalization of the uranyl dication. The development of a routine and reproducible route to 1 has allowed us to probe the low oxidation state uranium chemistry of the mono-and dinucleating macrocycles shown in Fig. 1 Single crystals of 3 were grown from a saturated THF solution at ambient temperature. In the solid state (Fig.   4 ) the complex does not adopt the classic Pacman geometry where the ortho-phenylene rings of the macrocycle act as hinges, but instead the ligand flexes at the meso carbons so adopting a bowl-shaped geometry. 4b Each U III is pseudo-octahedral and bound in the equatorial macrocyclic plane to the two ortho imine nitrogens of one aryl ring and to two adjacent pyrrolide nitrogens whilst two BH 4 ligands, one terminal (B1/B2) and one bridging (B3), occupy the axial sites. The BH 4 protons could not be located crystallographically but the U1···B1 and U2···B2 distances of 2.630(9) Å and 2.640(9) Å, respectively (Table   1) , are consistent with (µ-H) 3 Table 1) . The sodium cation is coordinated to the remaining H of one terminal BH 4 group, and four pyridine molecules in the solid-state structure but this does not persist in solution where the NMR spectra show a symmetric ligand environment. The terminal and bridging B t ···U and B µ ···U separations observed in 3 and 4py are similar (Table 1) 
